Figure S1
EPR spectrum of (NO 3 )(F)] + . S9
Figure S2
UV-vis spectral changes of [Fe(14-TMC)(O 2 )] + with 1.2 equiv. of NOPF 6 followed by the addition of DTBP.
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Figure S3
EPR spectrum of [Fe(14-TMC)(OH)(F)] + . S11
Figure S4
UV-vis spectral changes of (O)(CH 3 CN)] 2+ upon addition of NO 2 .
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Figure S5
EPR spectra of (NO 3 )] + and [Fe(14-TMC)(NO 3 )(F)] + . S13
Figure S6
EPR spectrum of (NO 3 )(F)] + . S14
Figure S7
UV-vis spectrum and ESI-MS of [Fe(14-TMC)(O)(F)] + . S15
Figure S8
UV-vis spectral changes of [Fe(14-TMC)(O)(F)] + upon addition of NO 2 .
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Figure S9
EPR spectrum of (NO 3 )(F)] + . S17
Figure S10 Cyclic voltammogram of [Fe(14-TMC)(O)(F)](OTf). S18 S3
Experimental Section
Materials and Instrumentation. All chemicals obtained from Aldrich Chemical Co.
were of the best available purity and used without further purification unless otherwise indicated. Solvents were dried according to published procedures and distilled under Ar prior to use.
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The [Fe(14-TMC)(OTf) 2 ] (14-TMC = 1, 4,8,11-tetramethyl-1,4,8,11-tetraazacyclotetradecane) Figure S7 ).
Reactivity Study. All reactions were run in an UV cuvette and monitored using UV-vis spectroscopy on the reaction solutions. Reactions were run at least in triplicate, and the data reported represents the average results observed for these reactions. Preparation of samples and all reaction experiments with nitrosonium hexafluorophosphate (NOPF 6 ) were performed under an inert gas in a dry box. The purity of 2,4-di-tert-butylphenol (DTBP) was checked with GC prior to use. Products were analyzed by injecting the reaction mixture directly into GC. Products were identified by comparing with authentic samples, and product yields were determined by comparison against standard curves prepared with authentic samples and using decane as an internal standard.
Reaction of Fe(III)-Peroxo Complex (1) and Nitrosonium Ion (NO + ).
[Fe(14-TMC)(O 2 )](OTf) (1) was dissolved in CH 3 CN (1 mM) at -10 °C under Ar, and 1.2 equiv. of NOPF 6 (1 mM) was added under Ar. UV-vis spectroscopy was used to monitor the reaction ( Figure 1a ). The yield of nitrate was estimated to be 67%.
Reaction of Fe(IV)-Oxo Complex (4) and NO 2 .
To the complex 4 (1 mM, 2 mL) in CH 3 CN at -10 ºC under Ar in the presence and absence of 1 mM TBAPF 6 , 5 equiv. of NO 2 was added and stirred for 30 min. UV-vis spectral changes were monitored and depicted in Figure S4 . To this solution, 1.2 equiv. of TBAF (tetrabutylammonium fluoride) was added and stirred for 30 min. The yield of nitrate was estimated as 67%.
Reaction of Fe(IV)-Oxo Complex Bonding
Fluoride Axial Ligand (7) and NO 2 . NO 2 (5 equiv.) was added to the solution of 7 (1 mM, 2 mL) in CH 3 CN at -10 ºC under Ar, and its equiv. of NOPF 6 , followed by the addition of 2 equiv. of DTBP in frozen CH 3 CN at 5 K.
Experimental parameters: Power, 1.0 mW; Frequency, 9.647 GHz; Receive Gain, 1.0 10 4 ;
Modulation Frequency, 100 kHz; Modulation Amplitude, 10 G. 
